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(54) Chemical resistant underlayer for positive-working printing plates 



(57) Multilayer photoimageable elements, useful for 
forming Ifthographic printing members, are disclosed. 
The elements comprise a support, a top layer, and a 
chemical resistant underlayer. The underlayer is resist- 



ant to aggressive washes, such as a UV wash. In one 
embodiment, the underlayer comprises a copolymer of 
N-substituted mafelmide, methacrylamide, and meth- 
acrylic acid. A process for preparing a lithographic print- 
ing member Is also disclosed. 
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Description 

[0001] The invention relates to light-sensitive imageable elements useful In lithographic printing. More particularly, 
this invention relates multilayer photoimageable elements, useful for forming lithographic printing members, that com- 
prises a chemical resistant underlayer 

[0002] The art of lithographic printing is based on the immlsclbllity of oil and water. Ink receptive areas are generated 
on the surface of a hydrophlllc surface. When the surface is moistened with water and then ink is applied, the hydrophlllc 
background areas retain the water and repel the ink and the ink receptive areas accept the ink and repel the water. 
The ink is transferred to the surface of a material upon which the image is to be reproduced. Typically, the ink is first 
transferred to an intemnediate blanket, which in turn transfers the ink to the surface of the material upon which the 
image is to be reproduced. 

[0003] Lithographic printing plates typically comprise a radiation-sensitive coating applied to a support. If after ex- 
posure to radiation, the exposed portions of the coating become soluble and are removed in the developing process, 
the plate Is caJled as a positive-woricing printing plate. Conversely, if exposed portion of the plate become Insoluble In 
the developer and the unexposed portions are removed by the developing process, the plate is called a negative- 
working plate. In each instance, the portions of the radiation-sensitive layer (i.e.. the image areas) that remain are ink- 
receptive. 

[0004] Nagashima, GB 2,124.399, discloses a printing plate comprising one or more light-sensitive layer or layers 
positioned on a support. The layer or layers comprise a o-diazonaphthoquinone compound and an alkali soluble resin, 
in which the concentration of the o-diazonaphthoquinone compound decreases in the direction of the support. 
[0005] In use, a lithographb printing member is often subjected to aggressive blanket washes, such as a "UV wash" 
to remove ultraviolet curable Inks. The areas of the radiation-sensitive coating that remain after development must 
resist these aggressive blanket washes. Thus, a need exists for improved imageable elements, useful as lithographic 
printing members, that are robust and are resistance to aggressive washes. 

[0006] The invention is a multilayer photoimageable element that comprises a chemical resistant underlayer. The 
element comprises: 

a) a substrate, the substrate comprising a hydrophilic surface; 

b) an underiayer over the hydrophilic surface; and 

c) a top layer over the underiayer 
wherein: 

the top layer is ink receptive; 

the underlayer is soluble in aqueous alkaline developer; 

the top layer comprises a material that comprises a o-dlazonaphthoquinone moiety; 

the underlayer Is essentially free of material that comprises the o-dlazonaphthoquinone moiety; and 

the underlayer has a one-minute soak loss In 80 wt% diacetone alcohol/20 wt% water of less than 20 wt%. 

[0007] In another embodiment, the invention is an exposed and developed element, which can be used as a litho- 
graphic printing member. In another embodiment, the invention is a process for fonning the lithographic printing mem- 
ber. 

[0008] The multilayer imageable element (sometimes refenred to as a printing plate precursor) comprises a hy- 
drophilic substrate, typically comprising an aluminum or polyester support; a chemically resistant underiayer; and an 
ink-receptwe top layer. Although other layers, such as radiation absoriaing layers may be present, typically no other 
layers are present. The element has increased speed and Is very robust, developing well in a broad spectrum of positive 
and negative developers. 

[0009] The hydrophilic substrate, /.e.. the substrate comprising at least one hydrophilic surface, comprises a support, 
whfch may be any material conventionally used to prepare lithographic printing plates. The support is preferably strong, 
stable and flexible. It should resist dimensional change under conditions of use so that color records will register in a 
full-color image. Typically, It can be any self-supporting material, including polymeric films, ceramics, metals, or stiff 
papers, or a lamination of any of these materials. Paper supports are typically "saturated" with polymeries to Impart 
water resistance, dimensional stability and strength. 

[0010] Metal supports include aluminum, zinc, titanium, and alloys thereof. A prefenred metal support is an aluminum 
sheet. The surface of the aluminum sheet may be treated by techniques known in the art, including physk:al graining, 
electrochemical graining, chemical graining, and anodizing, and then conditioned by chemical means, for example by 
treatment with water, a solution of phosphate orsllicate salt, or a polycartDoxylic acid to produce the hydrophilic surface. 
[001 1] If the Slirface Is roughened, the average roughness Ra is preferably in the range 0.1 pm to 0.8 jim. Roughened 
substrates In which the surface has a surface roughness of 0.1 ^m to 2 pm are disclosed in Bhambra, W097/19819 
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(PCT/GB96/02e83): Bhanibra, W098/52769 (PCT/GB98/01500); and Bhambra. W098/52768 (PCT/GB/98/01406) In 
these substrates the support ,s coated with a hydrophilic layer that comprises a mixture of two particulate n^aterials 
prefei^bV alumina and titanium dioxide. The mean particle size of the alumina panicles is preferably in L iSnge of 

I M '""^ '^y'^'® polyethylene terepht^alate film sold byVl du 

terjhtha^r. Wilmington, DE, and polyethylene naphthanate). A preferred polymeric film Is polyethylene 

""^y ''°"«*st only of the support, or it may additionally comprise one or more optional subblna 
and/or adhesion layers. Typically, polymeric films contain a sub-coating on one or £oth surfaces to moStySL surface 
charactenstics to enhance the hydrophilicity of the surface, to improve adhesion to subsequent layers^ to improve 
^JZIZ:'^ paper substrates, and the like. The nature of this layer or layers depends upon the subst^e 3 °he 
composmon of subsequentcoated layers. Examples of subblnglayermaterials are adhesion pr 
as alkoxys anes, am nopropyltrlethoxysilane, glycldoxypropyltriethoxysilane and epoxy functional polymers a; wel 
as conventional subbbig materials used on polyester bases In photographic films ymers. as weii 

^^2t J?lT''^!^ of the substrate {i.e.. the side opposite the underlayer and top layer) may be coated with an 

rnn«T -^^ ! ""'"^ '^^^^ °' ""^"^ *° ""P™^^ ^^^"'"9 °f the imageable element 

[0015] The support should be of sufficient thickness to sustain the wear from printing and be thin enoS. to wrap 
ar^undapnn^ngfomi.Poyethyleneterephthalateorpolyeth^ 

1 00 to about 31 0 ^m, preferab^ about 1 75 ^m. Aluminum sheet typically has a thtekness of from about 1 00 to about 
dOO )im. cwwwi 

[0016] The undertayer, or first layer. Is over the hydrophilic surface of the hydrophilic substrate. After imaging tt is 

^moved by the developer to expose the underlying hydrophilic surface of the subTtrate. it Is preferably sSle In Jhe 

aqueous altehnedeveloper to prevent sludging of the developer. Preferably it is sol^^^^ 
I.e., one that does not include added organic sohrents. 

P017] nie onderiayer has one-minute soak loss in 80 wt% diacetone alcohol/20 wt% water of less than about 20 
wt%. preferably less than 10 wt%. and more preferably less than about 5 wt%. In favorable cases a soak loss of less 
than about 2 wt% in BO wt% diacetone alcohol/20 wt% water may be obtained 

[0018] The resistance of an underlayer to aggressive washes, such as a UV wash, can be tested by a one-minute 

by coating a layer of the polymeric material on a substrate, typically at a coating weight of about 1 .5 g/m2 soaking the 
Z^^^rinn .h ^PP^P"^*^ '"'""te ^ ^"'n temperature, drying the coated substrate, and 

r^^«r^ . "^ ^ P^"*"* °' °f P°'ymeric material present on the substrate 

[0019] The undertayer comprises a first polymeric material. The first polymeric material is soluble in an aqueous 
alkahne developer. In addition, the first polymeric material should be insoluble In the solvent used to coat the top layer 
so that the top layer can be coated over the undertayer without dissolving the undertayer. It Is preferable that the 
undertayer be essentially free of materials containing the diazonaphthoqulnone moiety, such as might be Introduced 
into the undertayer during coating if the undertayer is soluble In the solvent used to coat the top layer. 
[0020] A group of preferred first poVmeric materials are copolymers that at least one functional group selected from 
the group consisting of cart^oxylic acid, N-substituted cyclic imide, and amide, preferably two of these functional groups 
and more preferably all three functional groups. Preferably these polymeric materials comprise N-substituted malebri- 
ides. especial^ N-phenylmaleimide; methacrylamides, especially methacylamide; and acrylfc and/or methaoylic acid 
especial^ methacrylic acid. The preferred polymeric materials of this type are copolymers of N-phenylmalelmlde. meth- 
acrylaniide, and methacrylic acid, more preferably those that contain about 25 to about 75 mol%, preferably about 35 
to about 60 mol ^ of N-phenylmaleimlde; about 10 to about 50 mol%, preferably about 15 to about 40 mol% of meth- 
acrylamide; and about 5 to about 30 mol%, preferably about 1 0 to about 30 mol%. of methacrylic acid. Other hydrophilic 
monomers such as hydroxyethyl methacrylate, may be used in place of some of all of the methacrylamide. Other 

^"^t^ ^'^O'lic acid, may be used in place of some or all of the methaciyBc acid. 
[0021] These polymenc materials are soluble aqueous alkaline developers. In addition they are soluble in methyl 
^ctate/methanol/dioxolane (15:42.5:42.5 wt%) mbrture, which can be used as the coating solvent for the undertayer 
However, they are poorly soluble In solvents such as acetone, whteh can be used as solvents to coat the top layer on 
top o the undertayer without dissolving the undertayer. An undertayer fomied from these materials has a one-minute 
soak loss in 80 wt% diacetone alcohol/20 wt% water of less than 5 wt%. 

[0022] The top layer, or second layer, protects the underiying underlayer, which is soluble in aqueous alkaline de- 
veloper, from the aqueous alkaline developer The top layer of comprises a positive worthing photoimagable composi- 
tion. The photoimageable composition comprises a phenolfc resin and a material that comprises a o-diazonaphtho- 
quinone (naphthoquinonediazide) moiety. i.e.. a o-diazonaphthoquinone compound and/or a phenolic resin derivitized 
with a o-diazonaphthoquinone moiety. 

[0023] The top layer comprises a polymer that contains phenolto hydroxyl groups. i.e., a phenolic resin. Novolac 



3 



EP1 111 467 A1 



resins, resol resins, and polyvinyl phenol resins, which contain phenolic hydroxyl groups, are preferred phenolic resins. 
Novolac resins are more preferred. 

[0024] Novolac resins are commercially available and are well known to those skilled in the art. They are typically 
prepared by the condensation reaction of a phenol, such as phenol, /n-cresol, o-cresol. fhcresol, etc, with an aldehyde, 

5 such as fomnaldehyde, paraformaldehyde, acetaldehyde, etc. or ketone, such as acetone, In the presence of an acid 
catalyst. The weight average molecular weight is typically about 1 ,000 to 15,000. Typical' novolac resins include, for 
example, phenol-formaldehyde resins, cresol-formaldehyde resins, phenol-cresol-formaldehyde resins, p-t-butylphe- 
nol-formaldehyde resins, and pyrogallol-acetone resins. Partteularly useful novolac resins are prepared by reacting m- 
cresol, mixtures of /n-cresol and p^sresol, or phenol with fomialdehyde using conditions well known to those skilled in 

10 the art. 

[0025] Other useful phenolic resins include polyvinyl compounds having phenolic hydroxyl groups. Such compounds 
include, for example, polyhydroxystyrenes and copolymers containing recurring units of a hydroxystyrene, and poly- 
mers and copolymers containing recurring units of substituted hydroxystyrenes. 

[0026] Thephotoimageable compositkin also comprises a material that comprises a o-dlazonaphthoquinone (dla- 
zonaphthoqulnone) moiety. Photolmageable compositions comprising materials that comprises a diazonaphthoqui- 
none moiety are described in numerous patent and publications, such as Schmidt, U.S. Pat. Nos. 3,046.1 1 0, 3 046 1 1 1 
3,046,115, 3,046, 118. and 3,046,120; Sus, U.S. Pat. Nos. 3.046.119, and 3.046,122; and Rauner, U.S. Pat. No! 
3,647,443; as well as in Chapter 5 of Photoreactive Polymers: the Science and Technology of Resists. A. Reiser. Wiley. 
New York, 1989. pp. 178.225. While not being bound by any theory or explanation, it is believed that image discrimi- 
nation in these systems is based on a kinetic effect. The exposed regions dissolve more rapidly in the basic developer 
than the unexposed regions. Development Is carried for a long enough time to dissolve the exposed regions In the 
developer, but not long enough to dissohre the unexposed regions. Hence the exposed regions are described as being 
•soluble" in the developer and the unexposed regions as being "insoluble" in the developer. 

[0027] The compound that contains a o-diazonaphthoquinone moiety (/.©,. quinonediazides) may be a compound in 
whteh the o-diazonaphthoquinone moiety is attached to a ballasting moiety that has a molecular weight of less than 
about 5000. Typically these compounds are prepared by the reaction of a 1 .2.naphthoquinone diazlde having a hal- 
ogeno-sulfonyl group, typically a sulfonylchloride group, at the 4- or 5-position with a mono- or poty-hydroxyphenyt 
compound, such as a mono- or poly-hydroxy benzophenone. Preferred reactive compounds are the sulfonyl chloride 
or esters; the sulfonyl chlorides are most preferred. These compounds are discussed, for example, in Chapter 5 of 
Photoreactive Polymers; the Science and Technology of Resists. A. Reiser, Wiley, New Yoric. 1989, pp. 178-225. 
[0028] Useful diazonaphthoquinone compounds include, but are not limited to: 2,4-bls(2-dlazo-1,2-dihydro-1-oxo- 
5-naphthalenesulfonyloxy)benzophenone; 2-di-azo-1 .2-dihydro-1-oxo-5-naphthalenesulfonyloxy-2.2-bishydroxyphe- 
nylpropanemonoester;the hexahydroxybenzophenonehexaesterof2-diazo-1 .2-dihydro-1-oxo-5-naphthalenesulfonic 
acid; 2.2'-bis(2-diazo-1 .2-dihydro-1 -oxo-5-naphthalenesulfonyloxy)bl-phenyl; 2,2'.4,4Metrakis(2-diazo-1 ,2-dihydro- 
1 -oxo-5-naphthalenesulfonyloxy)biphenyl; 2,3.4-tris(2-diazo-1 ,2-di-hydro-1 -oxo-5-naphthalenesulfonyloxy)benzo- 
phenone; 2,4-bis (2-diazo-1 ^-dihydro-1 -oxo-4-naphthalenesulfonyloxy)benzo-phenone; 2-dlazo-1 ,2-dihydro-1 -oxo- 
4-naphthalenesulfonyl-oxy-2.2-blshydroxyphenylpropane monoester; the hexahydroxybenzophenone hexaester of 
2-diazo-1 .2-dihydro-1 -oxo^-naphthalenesulfonic acid; 2,2'-bis(2-diazo-1 ,2-dihydro-1 -oxo-4-naphthalenesulfonyIoxy) 
biphenyl; 2,2'.4.4'-tetrakis-(2-diazO'1 .2-dlhydro-1-oxo-4-naphthalenesulfonyloxy)-biphenyl; 2.3,4-tris(2-diazo-1 .2-di- 
hydro-1-oxo-4-naphthalenesulfonyloxy)benzophenone; and others known in the art, for example, those described in 
Mizutani, U.S. Pat No. 5,143,816. 

[0029] The phenolic resin may be derivitized with a o-diazonaphthoqulnone moiety. Polymeric diazonaphthoquinone 
compounds include derivitized resins formed by the reaction of a reactive derivative that contains diazonaphthoquinone 
moiety and a polymeric material that contains a suitable reactive group, such as a hydroxyl or amino group. Suitable 
polymeric materials for fomiing these derivitized resins include the novolac resins, resole resins, polyvinyl phenols, 
acrylate and methaaylate copolymers of hydroxy-containing monomers such as vinyl phenol and 2-hydroxyethyI meth- 
acrylate. polyvinyl alcohol, etc. Representative reactive derivatives include sulfonic and carboxylic acid, ester or amide 
derivatives of the diazonaphthoquinone moiety. Derivitizatlon of phenolic resins with compounds that contain the dia- 
zonaphthoquinone moiety is well known in the art and is described, for example, in West, U.S. Pat. Nos. 5,705.308, 
and 5,705,322. An example of a resin derivitized with a compound that comprises a diazonaphthoquinone moiety Is 
P-3000. naphthoquinone diazlde of a pyrogallol/acetone resin (available from PCAS, France). 
[0030] The photolmageable composition present in the top layer comprises a material that comprises a o-diazonaph- 
thoquinone moiety, /.e., a o-diazonaphthoquinone compound and/or a phenolic resin derivitized with a o-diazonaph- 
thoquinone moiety. The amount of the diazonaphthoquinone moiety present in the layer, which may be present in a 
diazonaphthoquinone compound and/or in a resin derivitized with a diazonaphthoquinone compound, is typically at 
least about 1 wt% and more typically 3 to 50 wt%. 

[0031 ] The top layer may also comprise dye to aid in the visual inspection of the exposed and/or developed element. 
[0032] Printout dyes to distinguish the exposed regions from the unexposed regions during processing. A compound 
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that generates acid on exposure to actinic radiation, such a halogen-containing triazine. may also be present to produce 
a printout image. Contrast dyes distinguish the unimaged regions from the imaged regions in the developed plate. 
[0033] The imageable element may be prepared by sequentially applying the underlayer over the hydrophilic surface 
of the hydrophilic substrate, and then applying the top layer overthe underlayer using conventional coating or lamination 
methods. However, It is important to avoid intermixing the underlayer and top layer. During coating, care must be taken 
to prevent mixing of these layers. To maintain the robustness of the element, the undertayer is preferably essentially 
free of materials containing the diazonaphthoquinone moiety, such as are present In the top layer. 
[0034] The underlayer. or first layer, may be applied over the hydrophilic substrate by any conventional method. 
Typically the ingredients are dispersed or dissolved in a suitable coating solvent, and the resulting mixtures coated by 
conventional methods, such as spin coating, bar coating, gravure coating, or roller coating. The top layer, or second 
layer may be applied over the underlayer, typically to the surface of the underlayer by any conventional method, such 
as those listed above. The temn "solvenr includes mixtures of solvents, especially mixtures of organic solvents'. 
[0035] Selection of the solvents used to coat the underlayer and to coat the top layer will depend on the nature of 
the ingredients present in the layers. To prevent the underlayer from dissolving and mixing with the top layer when the 
top layer is coated over the underlayer. the top layer should be coated from a solvent In which the underlayer is es- 
sentially insoluble. Thus, the coating solvent for the top layer should be a solvent in which the polymeric material in 
the top layer is sufficiently soluble that the top layer can be formed and in which the polymeric material in the underlayer 
is essentially insoluble. Typically the polymeric material in the underiayer will be soiuble in more polar solvents and 
insoluble in less polar solvents so that the solvent used to coat the undertayer is more polar than the solvent used to 
coat the top layer. Consequently, the top layer can typically be coated from a conventional organic solvent such as 
toluene or 2-butanone. An intemiediate drying step, /.e., drying the underiayer to remove coating solvent before coating 
the top layer over it, may also be used to prevent mixing of the layers. 

[0036] The top layer may be coated as an aqueous dispersion to avoid dissolving the underlayer during the coating 
process. Alternatively, the underiayer, the top layer or both layers may be applied by conventional extrusion coating 
methods from a melt mixture of layer components. Typically, such a melt mixture contains no volatile organic solvents. 
[0037] Imaging is earned out by methods well known to those skilled in the art. The element is imagewise exposed 
to actinic radiation from a source of fight that Is absortsed by the photoreactive component or components of the top 
layer, such as a carbon arc lamp, a mercury lamp, a xenon lamp, a tungsten lamp, a metal hallde lamp, or a laser 
emitting at the appropriate wavelength. o-Diazonaphthoquinone compounds substituted In the 5-position typically ab- 
sorb at 350 and 400 nm. Diazonaphthoqulnone compounds substituted in the 4-position typically absorb at 310 and 
390 nm. Imagewise exposure is typically carried out through a photomask, but direct digital exposure with a laser 
emitting at the appropriate wavelength is also possible. 

[0038] The photolmageable element is "positive working," in that the first and top layers are removed in the exposed 
regions to expose the underlying hydrophilic surface of the hydrophilic substrate. Thus, the exposed regions become 
the non-Ink accepting regions. 

[0039] Imaging of the imageable element produces an imaged element, which comprise a latent image of imaged 
and unimaged regions. Developing the exposed element to form a developed element, converts the latent image to 
an image by removing the exposed regions of the top layer and the underiayer. and exposing the hydrophilic surface 
of the underlying substrate. The element is positive worthing, in that the underiayer and top layers are removed In the 
exposed regions. The exposed regions become the non-ink accepting regions. 

[0040] The exposed element is developed in an appropriate developer. The developer may be any liquid or solution 
that can penetrate and dissolve both the exposed regions of the top layer and the underlying regions of the underlayer 
without substantially affecting the complimentary unexposed regions. 

[0041] Useful developers are the aqueous solutions having a pH of about 7 or above. Preferred developers are those 
that have a pH between about 8 and about 1 3.5. typically at least about 1 1 , preferably at least about 1 2. Wholly aqueous 
developers, i.e., those that do not comprise an added organic solvent, are preferred. Useful aqueous alkaline devel- 
opers include commercially available developers, such as PC3000, PC955, and PC9000. aqueous alkaline developed 
each available from Kodak Polychrome Graphics LLC. 

[0042] Typically the developer is applied to the imaged element by rubbing or wiping the top layer with an applicator 
containing the developer. Alternatively, the imaged element may be brushed with the developer or the developer may 
be applied to the element by spraying the top layer with sufficient force to remove the exposed regions. 
[0043] In either instance, a developed element is produced. 

[0044] The developed element, typically a lithographic printing member or printing plate, comprises (1) regions in 
which the underiayer and top layer have been removed revealing the underiying surface of the hydrophilic substrate, 
and (2) complimentary regions in which the under layer and top layer have not been removed. The regions in which 
both the underiayer and top layer have not been removed are ink receptive and correspond to the regions that were 
not exposed doring imaging. 

[0045] If desired, a post-development baking step can be used to increase the run length of the printing member. 
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Baking can be carried out, for example, at about 220*C to about 240*»C for about 7 to 1 0 minutes, 

[0046] The advantageous properties of the Invention can be observed by reference to the following examples that 

illustrate, but do not limit, the invention. 

EXAMPLES 
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Glossary 

[0047] 

ADS-830A 
Copolymer 1 
Copolymer 2 
DOWANOL®PM 
EC2117 
NQD 
PD140A 



Triazine B 



Infrared absorbing dye = 830 nm) (American Dye Source. Montreal, Canada) 
Copolymer of N-phenylmaleimlde, methacrylamide, and methacrylic acid (45:35:20 mol%) 
Copolymer of N-phenytmaleimide, methacrylamide, and methacrylic acid (40:35:25 mol%) 
Propylene glycol methyl ether 

Infrared absorbing dye (A^a^ = 830 nm) (FEW, Wolfen, Germany) 
Naphthoquinonediazlde sulfonic acid ester of p-cresol novolac resin 

Cresol/fomrjaldehyde novolac resin (75:25 m-cresol/p-cresol) (Borden Chemical, Columbus 
Ohio, USA) 

2,4-Bis(trichloromethyI)-6-(4-methoxy-1 -naphthyl)>1 ,3,5-triazine (PCAS, France) 
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Comparative Example 

[0048] A positive-working printing plate was prepared. A composition (100 g) containing 25 wT/o NQD. 72.5 wt% 
PD1 40A. 2 wt% ethyl violet, and 0.5% triazine B in 1 00 mL of ethylene glycol/2-butanone (90:1 0 wt%) was coated onto 
a substrate at a coating weight of 2.0 gMi2. The substrate was an aluminum sheet that had been electrochemlcally 
grained to Ra 0.59. anodized, and coated with polyvinyl phosphonic acid. 

[0049] The plate was exposed through a URGA step wedge In an exposure frame. The exposed plate was developed 
in Goldstar^" developer (positive developer, Kodak Polychrome Graphics, Norwalk, CT) for 20 sec at room temperature. 
The gray scale had 2 steps. The mfcrolines were 1 2 microns. The developed image was attacked by diacetone alcohol 
in 1 0 sec. It was attacked by the developer in about three minutes. 

Example 1 

[0050] This example describes the preparation of Copolymer 1 . Methyl glycol (800 mL) was placed In a 1 L round- 
bottomed flask equipped with a stirrer, thermometer, nitrogen inlet and reflux condenser. Methacrylic acid (27.1 g). N- 
phenylmaleimide (183.7 g). and methacrylamide (62.5 g) added and dissolved with sUrring. 2.2-Azobisisobutyronitrile 
(AIBN) (3.4 g) was added and the reaction mixture heated at 60»C with stirring for 22 hr. Then methanol was added, 
and the precipitated copolymer filtered, washed twice with methanol, and dried in the oven at 40*»C for 2 days. 
[0051] Other copolymers of this type can be prepared by this procedure, For example, reaction of methacrylic acid 
(27.1 g), N-phenylmalelmide (1 83.7 g). methacrylamide (62.5 g), and AIBN (3.4 g) to forms a copolymer that contains 
N-phenylmaleimlde, methacrylamide, and methacrylic acid In a 50:35:15 mol% ratio. 



6 



10 



15 



25 



40 



55 



EP 1111 467 A1 

[0052J If the polymerization is carried out in 1 .3-clioxolane. in some cases reprecipitation can be avoided. The mon- 
omers are soluble 1 .3-dioxolane. but the polymer is insoluble and precipitates during the reaction. 

Example 2 

[0053] This example describes the preparation of Copolymer 2. Methyl glycol (1 L) was placed In a round-bottomed 
flask equipped with a stin-er, thennometer, nitrogen inlet and reflux condenser Methacrylic acid (55.74 g). N-phenyl- 
maleimide (181 ,48 g). and methacrylamide (77.13 g) were added and dissolved with stimng. 2,2-Azobisisobutyronitrile 
(AIBN) (0.425 g) was added and the reaction mixture heated at 60*»C with stirring for about 24 hr. Then about 5 L of 
methanol was added, and the precipitated copolymer filtered, washed twice with methanol, and dried in the oven at 
40*0 for 2 days. 

Example 3 

[0054] A positive-working printing plate was prepared. Copolymer 1 (5 g) and EC21 1 7 (0.2 g) were dissolved In 45 
g of DOWANOL® PM/methanol/dioxolane (15:45:40 wt%) mixture and coated onto the same substrate as used in the 
Comparative Example to give a coating weight of 1 .0 g/m^. The composition of the Comparative Example was over- 
coated onto this layer at a coating weight of 1 .0 g/m^. 

[0055] The plate was exposed through a URGA step wedge and developed as described in the Comparative Exam- 
ple. The gray scale had 5 steps, indicating that the speed of the element is at least twice that of the element in the 
Comparative example. The microlines were 20/25 microns. The developed Image was not attacked by diacetone al- 
cohol after two minutes. It was attacked by developer in about two minutes. 

Example 4 



[0056] This example illustrates the solvent resistance of an undertayer of Copolymer 2. Copolymer 2 (5 g) and ADS- 
830A dye (0.9 g) were dissolved in a 1 00 g of a methanolZ-dioxolane/methyl lactate mixture (43:43:1 4 wt%). The mixture 
was spin coated onto a standard lithographic substrate at a coating weight of 1 .5 g/m2. The substrate was an aluminum 
sheet that had been electrochemical ly grained, anodized, and coated with polyvinyl phosphonic acid. 
30 [0057] Solvent resistance of the underiayer was measured in terms of soak loss. Soak loss was measured by meas- 
uring the weight change of a 1 dm^ plate before soaking and after soaking in 80 wt% diacetone a!cohol/20 wt% water 
for a specific time and drying. Soak loss was calculated by dividing the weight loss by the total weight of the coating. 
The one-minute soak loss in the diacetone alcohol/water mixture was 0%. 
[0058] Having described the invention, we now claim the following and their equivalents 
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Claims 

1 . A photo imageable element comprising: 



a) a substrate, the substrate comprising a hydrophilic surface; 

b) an underiayer over the hydrophilk; surface; and 

c) a top layer over the underiayer 
wherein: 

the top layer is ink receptive; 

the underiayer is soluble in aqueous alkaline developer 

the top layer comprises a material that comprises a o-diazonaphthoquinone moiety; 
the underiayer is essentially free of material that comprises the o-diazonaphthoquinone moiety; and 
the underiayer has a one-minute soak loss in 80 wt% diacetone alcohol/20 wt% water of less than about 
20 wt%. 

2. The element of claim 1 in which the underiayer has a one-minute soak loss in 80 wt% diacetone ateohol/20 wt% 
water of less than about 10 wt%. 

3. The element of claim 1 in which the underiayer has a one-minute soak loss in 80 wl% diacetone ateohol/20 wl% 
water of less than about 5 wt%. 
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4. The element of any of claims 1 to 3 In which the underlayer comprises a first polymeric material, the first polymeric 
material containing at least one functional group selected from the group consisting of carboxylic acid, N-substltuted 
cyclic imide, and amide. 

5. The element of claim 4 in which the first polymeric material contains the carboxylic acid, N-substituted cyclic Imide, 
and amide functional groups. 

6. The element of claim 5 in which the first polymeric material is a copolymer that comprise an N-substituted male- 
imlde, methacrylamide, and methacryltc acid. 

7. The element of claim 6 in which the first polymeric material comprises about 25 to about 75 mol% of N-phenyl- 
maleimide; about 1 0 to about 50 mol% of methacrylamide; and about 5 mol% to about 30 mol% methacrylic acid. 

8. The element of claim 6 in which the first polymeric material comprises about 35 to about 60 mol% of N-phenyl- 
maleimide; about 1 5 to about 40 mol% of methacrylamide; and about 1 0 mol% to about 30 mol% methacrylic acid. 

9. The element of any of claims 1 to 8 In which no other layers are present. 

10. The element of any of claims 1 to 9 in which the top layer comprises a phenolic resin. 

11. The element of claim 10 in which the phenolic resin is a novolac resin. 

12. A photoimageable element comprising: 

a) a substrate, the substrate comprising a hydrophltic surface; 

b) an underiayer over the hydrophilic surface; and 

c) a top layer over the underiayer: 
wherein: 

^ the top layer is ink receptive; 

the underiayer is soluble in aqueous alkaline developer; 

the top layer comprises a material that comprises a o-diazonaphthoquinone moiety; 
the underiayer is essentially free of the material that comprises a o-diazonaphthoquinone moiety: and 
the underiayer comprises a first polymeric material that Is a copolymer comprising an N-substltuted male- 
^5 Imide. methacrylamide, and methacrylic acid. 

13. The element of claim 12 in which the first polymeric material comprises about 25 to about 76 mol% of N-phenyl- 
maleimide; about 1 0 to about 50 mol% of methacrylamide; and about 5 mol% to about 30 mol% methacrylic acid. 
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14. The element of claim 12 in which the first polymeric material comprises about 35 to about 60 mol% of N-phenyl- 
maleimide; about 1 5 to about 40 mol% of methacrylamide; and about 1 0 mol% to about 30 mol% methacrylic acid. 

15. The element of any of claims 12 to 14 in which no other layers are present. 

16. The element of any of claims 12 to 15 in which the top layer comprises a phenolic resin. 

17. The element of claim 16 in which the phenolkj resin is a novolac resin. 

18. A process for preparing a lithographic printing member, the process comprising the steps of: 

imagewise exposing the element of any of claims 1 to 1 7 and forming an exposed element comprising exposed 
and unexposed regions; and 

developing the exposed element with a developer and removing the exposed regions without substantially 
affecting the complementary unexposed regions. 
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